Materials.
Leaves of bracken fern (Pteridium aquilium; Pa) were collected at different stages of senescence near the Hungerburg district of Innsbruck, Austria, and were stored at -20 °C before further usage. Commercial solvents were either distilled (reagent grade) or directly used (HPLC grade) for extractions. HPLC-grade MeOH was purchased from VWR Chemicals, n-Hexane Dichloromethane (technical grade), Triethylamine, Potassium dihydrogen phosphate, puriss. p.a., Potassium phosphate dibasic-anhydrous, puriss. p.a. from Sigma-Aldrich. Ammonium acetate, puriss. p.a., was from Fluka, and Benzotriazol-1-yloxy-tris(dimethylamino)-phosphonium hexafluorophosphate (BOP) from Bachem. Ultrapure water (18 MΩ * cm -1 ) was from Millipore apparatus. SepPak cartridges (5g) were from Waters Associates.
Methods.
Analytical HPLC: Shimadzu HPLC system equipped with an LC-20AD pump, a DGU-20A5 online degasser unit and an SPD-M20A diode array detector, a Rheodyne injection valve with a 20 µl loop; column: Phenomenex Hyperclone column (ODS 5 µm 250x4.6 mm i.d., connected to a Phenomenex ODS 4x3 mm i.d. precolumn); flow rate was 0.5 mL*min Analytical HPLC analysis of senescent bracken fern.
2 g (wet weight) of greenish-yellow bracken leaves were deep-frozen in liquid nitrogen and ground in a mortar together with 0.2 g of sea sand and 4 mL of methanol (MeOH). After centrifugation, the yellow supernatant was diluted with water 1:5 (v/v) and loaded onto a 1g SepPak cartridge. After washing with 30 mL of 20% MeOH a light orange fraction was eluted with 5 mL of MeOH. An aliquot of 20 µL of the eluate was subjected to analytical reversedphase (RP) HPLC (see Figure 1 in the main text).
Isolation of Pa-iPB-45 (1) and Pa-iPB-55 (2).
39.3 g of senescent, yellowish-green Bracken leaves were deep-frozen in liquid nitrogen and ground in a mortar together with 2 g sea sand. The resulting powder was extracted using 300 mL of a cold mixture (4 °C) of dichloromethane/methanol (9:1; v/v). Under occasional stirring the suspension was then allowed to warm up to r.t. The slurry was filtered through a Buchner funnel and the filter cake was washed with 100 mL of a mixture of dichloromethane/methanol (9:1; v/v). After the addition of 50 g silica 60 to the collected filtrate, the obtained suspension was filtered through a Buchner funnel and the silica residue was washed with 100 mL of a mixture of dichloromethane/methanol (9:1; v/v). To obtain a fraction containing a concentrated crude extract, the remaining filter cake was washed with 250 mL of methanol. After the methanol had been evaporated under vacuo, the residue was re-dissolved in 20 mL of methanol, diluted with 40 mL potassium phosphate buffer (50 mM, pH 6.9) and centrifuged at 4000 x g for 10 min. 30 mL aliquots of the clear supernatant were subjected to desalting using a SepPak-cartridge (5g). After washing with 20 mL H 2 O a fraction containing the crude product was eluted with using 10 mL methanol. The methanolic fractions were combined and the solvents evaporated. The residue was re-dissolved in 8 mL of a mixture of methanol/potassium phosphate buffer 50 mM at pH 7 (1:4; v/v) and centrifuged at 5000 rpm for 10 min. The clear supernatant was subjected to semi-preparative HPLC. A fraction containing Pa-iPB-45 were collected from R t = 47 to 52 min, the fraction containing Pa-iPB-55 were collected from R t = 107 to 116 min. After desalting using a SepPak-C18 cartridge (5g) and removal of the solvents in vacuo, 3.9 mg pure Pa-iPB-45 as well as 3.3 mg pure Pa-iPB-55 were obtained for further spectroscopic analyses. All operations were performed under light-protection. 
